GENERAL CONSIDERATIONS
All reagents, including anhydrous MeCN, were used as received. Unless otherwise stated, all reactions were carried out in air and using technical solvents without any particular precautions to exclude moisture or oxygen. Columns chromatography and TLC were performed on silica gel, using UV light and a phosphomolybdic acid dip to visualize the products.
1 H NMR and 13 C NMR spectra were recorded on 400 MHz spectrometers at room temperature. Chemical shifts (δ) are reported in ppm with respect to tetramethylsilane ( 1 H NMR), or CDCl 3 ( 13 C NMR) as internal standards. Mass spectra (MS) were recorded on a Micromass Autospec Premier, Micromass LCT Premier or a VG Platform II spectometer using EI or ESI techniques at the Mass Spectroscopy Service of Imperial College London.
SYNTHESIS OF AZIDES (1)
Benzyl and alkyl azides were synthesised from the corresponding bromides by nucleophilic substitution with sodium azide in DMSO (eq. 1). 
1-(Azidomethyl)-4-methoxybenzene 1a, 2 1-(azidomethyl)-4-(trifluoromethyl)benzene 1b, 3 2-(azidomethyl)naphthalene 1c, 4 (2-azidoethyl)benzene 1d, 5 (2-azidoethoxy)benzene 1e, 6 N-(3-azidopropyl)-phthalimide 1f, 7 1-azidodecane 1g, 8 11-azido-1-undecanol 1h, 9 11-azidoundecanoic acid 1i 10 11-azidoundec-1-ene 1j, 11 7-azidoheptanitrile 1l, 12 methyl 4-(azidomethyl)benzoate 1m, 13 benzyl azide 1n, 1 3-(azidoprop-1-en-yl)benzene 1o, 14 and (1-azidoethyl)benzene 1p 1 are known in the literature and the spectroscopic data for all these compounds were in good agreement with the reported data.
Methyl 5-azidopentanoate (1k)
Using the general procedure reported by Alvarez from 2.15 mL g of methyl 5-bromopentanoate methyl ester, 1.34 g of the title compound were isolated (57% yield). 1 H NMR and mass spectra for 1k were consistent with previously reported data for this compound. Spectroscopic data for this ketone were consistent with previously reported data for this compound. 16 
SYNTHESIS OF NITRILES (2)
A. General procedure for the transformation of azides into nitriles: In a 20 mL scintillation vial fitted with a screw cap, azide 1 (1.0 mmol), styrene (0.13 mL, 1.1 mmol), Pd(OAc) 2 (2 mg, 1 mol %) and MeCN (2 mL for alkyl azides or 8 mL for benzyl azides)
were loaded. The solution was stirred at 80°C for 10 h, and then let to cool down. After filtration of the reaction mixture over a plug of celite (EtOAc), the resulting crude nitriles were purified. The reported yields are isolated yields are the average of at least two independent runs.
B. General procedure for the transformation of bromides into nitriles:
In a 20 mL scintillation vial fitted with a screw cap, bromide 1 (1.0 mmol), NaN 3 (78 mg, 1.2 mmol), styrene (0.13 mL, 1.1 mmol), Pd(OAc) 2 (4.5 mg, 2 mol %) and MeCN (1 mL) were loaded.
The solution was stirred at 80°C for 14 h, and then let to cool down. After filtration of the reaction mixture over a plug of celite (EtOAc), the reaction conversion was determined by 1 H NMR.
1-Methoxy-4-cyanobenzene (2a)
A: Using the general procedure from 153 µL of 1-(azidomethyl)-4-methoxybenzene 1a, 0.100 g of the title compound were isolated (75% yield) after purification by sublimation at atmospheric pressure.
Spectroscopic data for 2a were consistent with previously reported data for this compound.
17
-S5 - Spectroscopic data for 1b were consistent with previously reported data for this compound. Spectroscopic data for 2c were consistent with previously reported data for this compound.
4-(Trifluoromethyl)benzonitrile (2b)
F
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Benzyl cyanide (2d)
A: Using the general procedure from 0.147 g of (2-azidoethyl)benzene 1d, 0.107 g of the title compound were isolated (79% yield) after purification by flash chromatography on silica gel (petroleum ether/diethyl ether, 90:10).
B: Using the general procedure from 0.137 mL of (2-bromoethyl)benzene, the 1 H NMR spectrum of the crude mixture showed 83% conversion of the starting bromide into the expected nitrile, as well as 12% of azide 1d.
Spectroscopic data for 2d were consistent with previously reported data for this compound. 
Phenoxyacetonitrile (2e)
-S6 -A: Using the general procedure from 0.163 g of (2-azidoethoxy)benzene 1e, 0.106 g of the title compound were isolated (79% yield) after purification by flash chromatography on silica gel (petroleum ether/diethyl ether, 90:10).
Spectroscopic data for 2e were consistent with previously reported data for this compound. Spectroscopic data for 2f were consistent with previously reported data for this compound. Spectroscopic data for 2g were consistent with previously reported data for this compound. 
10-Cyanodecanol (2h)
A: Using the general procedure from 0.191 g of 11-azidoundecanol 1h, 0.245 g of the title compound were isolated (89% yield) after purification by flash chromatography on silica gel (petroleum ether/diethyl ether, 50:50). 
10-Cyanodecanoic acid (2i)
A: Using the general procedure from 0.227 g of 11-azidoundenoic acid 1i, 0.178 g of the title compound were isolated (90% yield) after purification by flash chromatography on silica gel (EtOAc). Spectroscopic data for 2i were consistent with previously reported data for this compound. 
11-Cyanoundec-1-ene (2j)
A: Using the general procedure from 0.181 g of 11-azidoundec-1-ene 1j, 0.147 g of the title compound were isolated (89% yield) after purification by flash chromatography on silica gel (petroleum ether/diethyl ether, 95:5).
B: Using the general procedure from 0.219 mL of 11-bromoundec-1-ene, a total conversion into the expected nitrile was confirmed by 1 H NMR.
1 H NMR and mass spectra for 2j were consistent with previously reported data for this compound. 
Methyl 5-cyanopentanoate (2k)
A: Using the general procedure from 0.157 g of methyl 5-azidopentanoate 1k, 0.137 g of the title compound were isolated (72% yield) after purification by flash chromatography on silica gel (petroleum ether/diethyl ether, 50:50).
Spectroscopic data for 2k were consistent with previously reported data for this compound. 
SYNTHESIS OF IMINES (3)
C. General procedure for the transformation of azides into imines: In a 20 mL thick-wall scintillation vial, azide 1 (1.0 mmol) and Pd(OAc) 2 (2 mg, 1 mol %) were loaded. The vial was then sealed and heated at 80°C for 10 h. The resulting crude imines were filtered over a plug of celite prior purification. The reported yields are isolated yields are the average of at least two independent runs.
N-(4-Methoxybenzylidene)-4-methoxybenzylamine (3a)
C: Using the general procedure from 153 µL of 1-(azidomethyl)-4-methoxybenzene 1a, 92 mg of the title compound were isolated (74% yield) after recrystallisation from EtOAc.
-S9 -Spectroscopic data for 3a were consistent with previously reported data for this compound. Spectroscopic data for 3b were consistent with previously reported data for this compound. Spectroscopic data for 3x were consistent with previously reported data for this compound. Spectroscopic data for 3m were consistent with previously reported data for this compound. Spectroscopic data for 3n were consistent with previously reported data for this compound. 
